EP 0 653 498 B1

) T
(19) 0 European Patent Office

Office européen des brevets (1) EP 0 653 498 B1
(12) EUROPEAN PATENT SPECIFICATION
(45) Date of publication and mention (51) Intcls: C23C 14/34, C23C 14/14

of the grant of the patent:
11.11.1998 Bulletin 1998/46

(21) Application number: 94114820.7

(22) Date of filing: 20.09.1994

(54) High purity titanium sputtering targets
Hochreine Titan-Aufstdube-Targets

Cible de pulvérisation en titane de haute purété

(84) Designated Contracting States: (72) Inventors:
DE GB IT ¢ Sawada, Susumu, c¢/o Japan Energy Corporation
Tokyo (JP)
(30) Priority: 27.09.1993 JP 260380/93 » Fukuyo, Hideaki, c/o Isohara Plant
27.09.1993 JP 260381/93 Kitaibaraki-shi, Ibaraki-ken (JP)
27.09.1993 JP 260382/93 * Nagasawa, Masaru, c/o Isohara Plant
27.09.1993 JP 260383/93 Kitaibaraki-shi, Ibaraki-ken (JP)

27.09.1993 JP 260384/93
(74) Representative: Schwan, Gerhard, Dipl.-Ing.

(43) Date of publication of application: Elfenstrasse 32
17.05.1995 Bulletin 1995/20 81739 Miinchen (DE)
(60) Divisional application: 96120376.7 / 0 785 292 (56) References cited:
96120377.5 /0 785 293 ¢ JOURNAL OF VACUUM SCIENCE &
TECHNOLOGY A, second series, vol. 5, no. 4,
(73) Proprietor: JAPAN ENERGY CORPORATION partlil, July/August 1987 C.E. WICKERSHAM JR.
Minato-ku, Tokyo (JP) "Crystallographic target effects in magnetron

sputtering" pages 1755-1758

Note: Within nine months from the publication of the mention of the grant of the European patent, any person may give
notice to the European Patent Office of opposition to the European patent granted. Notice of opposition shall be filed in
a written reasoned statement. It shall not be deemed to have been filed until the opposition fee has been paid. (Art.
99(1) European Patent Convention).

Printed by Jouve, 75001 PARIS (FR)



10

15

20

25

30

35

40

45

50

55

EP 0 653 498 B1
Description
FIELD OF THE INVENTION

This invention relates to high purity titanium sputtering targets, and more specifically to sputtering targets of high
purity titanium having crystal characteristics notably different from those in conventional titanium targets wherein the
average crystal grain diameter and optionally also crystal orientation and further crystal structure are stipulated so as
to meet forthcoming requirements for the fabrication of future semiconductor devices.

PRIOR ART

Sputtering targets are usually disk-shaped plates, which serve as sources of substances to be sputtered on sub-
strates to form thereon electrodes, gates, conductors, elements, insulating films, protective films and the like of various
semiconductor devices. As accelerated particles impinge on a target surface, the atoms constituting the target are
partly released by momentum exchange through the space to deposit on an oppositely located substrate. Typical
sputtering targets in use include the targets made of Al and Al alloys, refractory metals and their alloys (W, Mo, Ti, Ta,
Zr, Nb, etc. and their alloys such as W-Ti), and metal silicides (MoSi,, WSi,, NiSi,, etc.).

Among these targets, one type attracting particular attention because of its importance is Ti targets for forming Ti
circuit lines or wirings, Ti protective films, etc..

In recent years, wafers of 152 mm (6 inch) diameter have been replaced by larger wafers of 203 mm (8 inch)
diameter and circuit lines have become finer to 0.5 um or narrower in width. Accordingly, the standards required for
the uniformity of thin films to be formed on wafers by sputtering have become stricter to better secure the characteristics
of the finer circuit lines. Namely, compared with the former standard deviation (o) of dispersion of film thickness distri-
bution of 5% or less, the present-day requirement is that the three-fold value of the standard deviation (3c) should be
5% or less. Under these circumstances, reexamination of the equipment, conditions, targets, and other parameters of
sputtering is under way with the aim of improving the uniformity of thickness of the resulting films. It becomes clear
today that, with conventional Ti target quality, different targets and even same target produce films with thickness
distribution so widely dispersed or varied that the films are unable to meet the above standards (3o < 5%).

As important as the uniformity of film thickness, the generation of particles during the formation of a sputtered film
is drawing much attention as a cause of circuit breaking and shorting. Since the tendency is toward finer circuit line
widths and interspaces, how to control the particle generation becomes a key factor of film-forming process for en-
hancing the yield of LSI production. In particular, TiN films formed by reactive sputtering of Ti targets in a nitrogen
atmosphere have recently come into wide use as barrier layers, and since these TiN film deposited layers inherently
have high film stresses and brittleness, TiN film layers continuously and thickly deposited on the inside walls of a sputter
chamber, besides wafers, tend to peel off and act as a chief generation source of particles. Another particle generation
source in the reactive sputtering process is the TiN layers that deposit in a laminar pattern or in the form of islands on
the peripheral or central portions of a Ti target that are relatively slightly eroded or not eroded by sputtering. Improve-
ments in and investigations on sputtering apparatus and conditions that can control the particle generation from those
TiN layers are under way.

There is still another problem. As the circuit lines are being made as narrow in width as 0.5um or less, the aspect
ratios (depth/diameter) of through holes and contact holes are increased to 2 or more. Collimation sputtering process
is attracting attention as a technique of filling those holes with undercoat Ti or TiN. The collimation sputtering process
is a technique which uses a collimator interposed between a target and a substrate during sputtering, so that only
those of sputtered atoms that are perpendicular to the substrate can reach the substrate through the collimator. The
advantage of the collimation sputtering is that it achieves a bottom coverage of 10% or more with the hole aspect ratios
of 2 or more, thus satisfying the process requirement, compared with less than 10% attained with the hole aspect ratios
of 2 or more in conventional sputtering. On the other side, a drawback of the collimation sputtering is that the film-
forming speed drops to about one-fifth that of ordinary sputtering due to the presence of the collimator.

As regards these three problems, i.e., the standards as to the film thickness distribution, particle generation, and
lowered film-forming speed of the collimation sputtering process, improvements and reconsideration have been made
mostly on the sputtering devices and conditions; actually, not much weight has been given to the quality of target itself.
It is generally known that the surface and internal material structure and crystal structure (crystal grain size, orientation,
etc.) of a crystalline material that constitutes a target largely influence the atom releasing characteristics on sputtering
of the target. This suggests that, with Ti targets too, difference and unevenness of their material structure and crystal
structure have important bearings upon the atom releasing characteristics, directionality, etc. at the time of sputtering.

The influence of crystal orientation upon the film thickness uniformity of sputtered thin films is dealt with, e.g., in
a paper entitled "Crystallographic target effects in magnetron sputtering” by C. E. Wickersharm Jr. that appeared in J.
Vac. Sci. Technol. A, Vol. 15, No. 4, Jul/Aug, 1967, pp. 1755-1768. Much research has hitherto been made on targets
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of aluminum rather than titanium. Japanese Patent Application Public Disclosure No. 312975/1988 (JP-A-63 312 975)
discloses an aluminum sputtering target characterized in that the orientation content ratio {220}/{200} in the central
region of the target is greater than that of the peripheral region, in the light of the film thickness distribution of an
aluminum thin film formed by sputtering on a wafer such that the central region is thick and the peripheral region thin.
Japanese Patent Application Public Disclosure No. 15167/1990 (JP-A-2 015 167) introduces an aluminum sputtering
target havingthe (111) crystal plane accounting for at least 50% of the target surface area. Japanese Patent Application
Public Disclosure No. 2369/1991 (JP-A-3 002 369) proposes decreasing the orientation intensity ratio {100}/{110} of
a target from the outer surface inwardly for the purpose of solving the problem with an aluminum target that, as the
target is consumed by magnetron sputtering, a ring-shaped groove is formed on the surface along the path of rotation
of the magnet, with concurrent variation in the atom releasing direction and deterioration of film thickness distribution.
Japanese Patent Application Public Disclosure No. 10709/1991 (JP-B-10709) describes an aluminum target charac-
terized by an orientation content ratio {220}/{200} on the sputter surface of 0.5 or more. Further, Japanese Patent
Application Public disclosure No. 246170/1992 (JP-A-4 246 170) discloses an aluminum target having a grain size of
2 mm or less and a <110> fiber texture in which the fiber axis has an X-ray diffraction intensity of more than 20 times
the random value.

There is, however, no literature which directly describes the material and crystal characteristics of Ti target in
connection with the aforementioned problems in Ti target as far as the inventors know.

OBJECT OF THE INVENTION

The object of this invention is, in connection with Ti targets that little weight has thus far been given to the difference
and unevenness of material structure and crystal structure thereof, to develop Titargets capable of lessening or solving
the problem of standards with regard to film thickness distribution, that is, the three-fold value of standard deviation
(30) of 5% or less.

Another object of this invention is, in connection with Ti targets that little weight has thus far been given to the
difference and unevenness of material structure and crystal structure thereof, to develop Titargets capable of lessening
or solving not only the problem of film thickness distribution standards, but also the problems of particle generation
and the film-forming speed of the collimation sputtering process.

SUMMARY OF THE INVENTION

In an effort to solve the above problem, we have investigated on the effects of crystal structure, crystal grain size,
and crystal orientation upon film thickness distribution which have not been considered in conventional Ti targets. It
has now been found, as the result, that the uniformity problem of film thickness distribution can be lessened or solved
by adopting the requirement of that (a) the average crystal grain diameters at various portions of the sputtering surface
of the target are 500um or less, preferably 100 um or less, and the dispersions of the average crystal grain diameters
from their average value are within + 20%.

On the basis of the above findings, this invention provides a high-purity titanium sputtering target characterized in
that the average crystal grain diameters at various portions of the sputtering surface of the target are 500um or less
and the dispersions of said average crystal grain diameters are within £ 20%.

In such a high-purity titanium sputtering target the orientation content ratios A in connection with (002), (103), (014)
and (015) planes and as measured by X-ray diffraction at various portions of the sputtering surface of of the target and
calculated on the basis of the given numerical formula preferably have dispersions within £ 20%.

The crystal structure of the target preferably is a recrystallization structure, and the average crystal grain diameters
at various portions of the sputtering surface of the target preferably are 100 um or less.

Further, it has been found that the above problems of particle generation and the film-forming speed of the colli-
mation sputtering process that could not have been tackled with the quality of conventional Ti targets can be lessened
or solved by adopting the further optional requirements that said orientation content ratios A in connection with (002),
(108), (014) and (015) planes and as measured by X-ray diffraction at various portions of the sputtering surface of the
target and calculated on the basis of the given numerical formula are 80% or less, preferably 50% or less, and the
orientation content ratios B in connection with (002) plane and as measured by X-ray diffraction at various portions of
the sputtering surface of the target and calculated on the basis of the following numerical formula are 20% or less,
either singly or in combination.

DEFINITION OF TERMS

The term "the orientation content ratios A in connection with (002), (103), (014) and (015) planes" are the % ratio
of the sum of intensities of (002), (103), (014) and (015) planes relative to the total intensities of the whole target
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sputtering surface which are measured by X-ray diffraction at various portions of the sputtering surface of the target
and calculated on the basis of the following numerical formula (1), and "dispersions" are deviation (%) of the orientation
content ratios A at various portions of sputtering surface of the target from the averaged orientation content ratios A
of the whole target sputtering surface.

The term "the orientation content ratios B in connection with (002) plane" is the % ratio of intensity of (002) plane
relative to the total intensities of the whole target sputtering surface which are measured by X-ray diffraction at the
sputtering surfaces of various portions of the target and calculated on the basis of the following numerical formula (2).

Formula 1
I (002) I (103) I (014) I (015)
< Orientation . R (002 R 109 R (014 R 015y
content ratio A Itk
R(nxl)
I nxny _ I (o109 I (002 I o1y I (012 I o
R(nkx) R(o)o) R(ooz) R(on) R(oxz) R(nc)
I (103) I {200) I (112) I (201) I (004)
R 109 R (z00) Rz R (201 R (oo
I (202) I (014) I (203) I (211) I (114)
+ + + +
R(zoz) R(014) R(zaa) R(zn) R(ll4)
I (z12) +I (018) I (204) I (300) I (213)
R (212) R (01%5) R (204) R (300) R (213)

I (302)

R (302)

where I (n«i) is the peak intensity of the (hkl) plane
obtained by X-ray diffraction and R (nx:) is the relative
intensity ratio of the (hkl) plane (refer to JCPDS Card).
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Formula 2
I (002)
Orientation R (002
content ratio B I tnkny
S—
R {(nk1)
I (hxt) _ I {010) I (002) I {o11) I (012} I (110)
—_— = + + + +
R(hkl) R(Olo) R(ooz) R(on) R(oxz) R(xlo)
1 (103 I (200 I 2y I (zon I (ooa)
+ + +
R (103 R (2003 R (112) R zon) R (004
I (202) I (014) I (203) I (211} I {114)
+ + + + +

R (202) R(OH) R(zoa) R(le) R(ll4)

I (212) + I (0153 I (204) I (300) I (213)

R {212) R {015y R (204) R {300) R (213)

I (302)

R (302)

where I (nx1) is the peak intensity of the (hkl) plane
obtained by X-ray diffraction and R (nx:) is the relative
intensity ratio of the (hkl) plane (refer to JCPDS Card).

DETAILED EXPLANATION OF THE INVENTION

The average crystal grain diameters at various portions of the sputtering surface of the target are restricted to 500
um or less, because if the grain sizes are coarsened to the extent that average crystal grain sizes are in excess of 500
um, differences in atom releasing characteristics of the individual crystal grains become so pronounced that uneven
film thickness distribution resulis. Preferably, the average crystal grain diameters at various portions of the sputtering
surface of the target are 100 um or less.

The dispersions of average crystal grain diameters at various portions of the sputtering surface of a target from
the average of the crystal grain diameters of the whole target sputtering surface are specified to be within £ 20%. This
is because dispersions of more than + 20% will cause increased differences in sputtering rates of various portions of
the sputtering surface, leading to unevenness of film thickness distribution.
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In connection with the film thickness uniformity, the crystal structure of the target is preferably specified to be a
recrystallization structure. This is for obtaining thermal stabilization of the crystal structure. If crystal structure is allowed
to remain as deformed, the target crystal structure would undergo recovery or partial recrystallization due to the tem-
perature rise at the time of sputtering. The qualitative change of the target crystal structure, in turn, causes variation
of the film thickness distribution with time.

The orientation content ratios A in connection with (002), (103), (014) and (015) planes and as measured by X-
ray diffraction at various portions of the sputtering surfaces of the target are specified to preferably have dispersions
within £ 20% from the average of the orientation content ratios of the whole target sputtering surface. The reason is
that, when plastic working of pure titanium for the fabrication of targets is performed by forging, rolling or the like, a
crystal texture having a (002) plane inclined at an angle within £ 35° to the sputtering surface of the target is formed
accompanied with an increase in the working ratio. When the crystal orientation property of this typical crystal texture
of titanium with the (002) plane inclined at an angle within + 35° is evaluated by X-ray diffraction, because the individual
diffraction peaks correspond to the crystal planes parallel to the sputtering surface of the target, as shown in Table 1,
the diffraction peaks of the crystal planes at inter-plane angles of less than 35° from the (002) plane, i.e., the (103)
plane with an inclination of 30°, the (014) plane with an inclination of 24°, and the (015) plane with an inclination of
20° tend to increase with the crystal texture, and these planes must also be taken into consideration besides the (002)
plane. The orientation content ratio depends largely on the method of plastic working used and the reduction ratio but
it is not as largely correlated with the state of the crystal structure. Since the crystal structure can be adjusted while
maintaining the given orientation content ratio, it is not necessary to specify the absolute value of the orientation content
ratio A so far as varied sputtering rate at various portions of the target sputtering surface concerned. Nevertheless,
the orientation content ratios A at various portions of the target sputtering surface preferably have dispersions within
+ 20% from the average of the orientation content ratios of the whole target sputtering surface. This is because dis-
persions of more than + 20% will sharpen the differences in sputtering rates of the various portions of the sputtering
surface and thereby cause unevenness of film thickness distribution.

For preventing the generation of particles, this orientation content ratios A at the various portions of the sputtering
surface of the target preferably should be 80% or less. In addition, it is preferred that the orientation content rations B
in connection with (002) plane as defined before be 20% or legs. The reason why the orientation content ratio A is
preferably specified to be 80% or less and the orientation content ratio B is preferably specified to be 20% or less is
as follows. Generally, it is known that there is a high probability of sputtered atoms flying out in the direction of the
closest packed atom row. When the target is strongly oriented in the (002) plane, the individual crystal grain surfaces
that constitute the target erosion surface are more likely in the (002) plane. Since the closest atom row direction is in
the (002) plane that is the closest packed atomic plane, the probability of sputtered atoms flying out parallel to the
erosion surface is increased. This means that, as a consequence, the greater the orientation of the (002) plane the
larger the number of sputtered atoms that are captured by sloped surfaces corresponding to microscopic irregularities
of the erosion surface of the target. It causes the growth of the TiN layers that deposit in laminar fashion or as islands
on the peripheral and central portions of the target. The tendency is more pronounced when the orientation content
ratios A are more than 80% or when the orientation content ratios B are more than 20%.

Particularly, it is preferable that the average crystal grain diameters at various portions of the sputtering surface
of a target be 100 um or less. The reason thereof is as follows: Generally, the micromorphology of the erosion surface
of a target is composed of crystal grains corresponding to the crystal structure of the target, and the larger the crystal
grain diameter the greater the microscopic irregularities of the erosion surface. This means that the probability of atoms
sputtered in parallel with the erosion surface of the target being captured by sloped surfaces corresponding to the
surface irregularities increases with the crystal grain diameter. Consequently, the TiN layers that deposit in laminar or
as islands on the peripheral and central portions of the target also grow. The tendency becomes noticeable when the
average crystal grain diameters are larger than 100 um.

In the collimation sputtering, it is also desirable that the orientation content ratios A be 50% or less and the orien-
tation content ratios B be 20% or less. The reasons that those ratios A and B are so restricted are that since the
probability of sputtered atoms flying out is generally high in the direction of the closest packed atom row as explained
above, the orientation in the (002) plane of the target is kept low and the crystal grain planes that constitute the erosion
surface of the target are so oriented that the probability of the sputtered atoms flying out in parallel to the erosion
surface for the crystal faces other than the (002) plane is reduced and the proportion of the sputtered atoms flying out
perpendicularly to the target erosion surface is increased. Consequently, the number of sputtered atoms that are cap-
tured by the collimater during sputtering decreases and more sputtered atoms pass through the collimator with the
increase of film formation speed, improving the bottom coverage of holes. If the orientation content ratios B are more
than 20% and the orientation content ratios A are more than 50%, the influence of the (002) plane crystal orientation
becomes strong.

The orientation content ratios are measured by a procedure now to be described. The deformed layer of a test
specimen is removed from the surface chemically by electrolytic polishing or other technique. Next, an X-ray diffrac-
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tometer is used in determining the intensities of diffracted lines corresponding to individual crystal orientations. The
diffraction intensity values thus obtained are corrected with the relative intensity ratios of the diffracted lines in those
orientations (refer to the JCPDS Card), and the orientation content ratios are calculated from the corrected intensities.
The method of calculating the orientation content ratios A and B is illustrated in Table 1.

TABLE 1
Crystal index | Relative intensity ratio | Measured intensity Corrected intensity | Interplane angle to (002)
(JCPDS Card) value plane
(010) 30 A A/30 90.0°
(002) 26 B B/26 0°
(011) 100 C C/100 61.0°
(012) 19 D D/19 42.0°
(110) 17 E E/17 90°
(103) 16 F F/16 31.0°
(200) 2 G G/2 90°
(112) 16 H H/16 57.3°
(201) 13 I 1/13 74.5°
(004) 2 J J/2 0°
(202) 2 K K/2 61.0°
(014) 3 L L/3 24.2°
(203) 6 M M/6 50.2°
(211) 11 N N/11 78.2°
(114) 10 0 0/10 37.95°
(212) 4 P P/4 67.2°
(015) 4 Q Q/4 19.8°
(204) 2 R R/2 42.0°
(300) 4 S S/4 90°
(213) 12 T T/12 57.8°
(302) 9 U u/9 69.7°
Note: The (004) and (300) planes are excluded because they are equivalent to the (002) and (200) planes,
respectively.

The expression "high-purity titanium" as used herein as the material for the sputtering target of this invention
denotes titanium with a purity of 4N (99.99%) or above. The aforesaid quality, or set of characteristics, of the target
according to this invention can be adjusted by the combination of plastic working, such as rolling or forging, and heat
treatment. Actually, the concrete degrees of qualitative adjustments cannot generally be specified because they depend
greatly upon the purity of target material, cast structure, methods of plastic working and heat treatment, etc. However,
if the target material, cast structure, plastic working and heat treatment methods, etc. are specified, the conditions
required for plastic working and heat treatment to obtain the desired quality levels can be found with ease by those
skilled in the art.

For example, in order to attain the condition that the average crystal grain diameters at various portions of the
target sputtering surface should be 500 um or less and their dispersions be within £ 20%, the following procedure is
performed. A titanium ingot is hot worked above the recrystallization temperature of the material to destroy its cast
structure and make the grain size uniform. Also, to impart an ultimate, uniform and fine recrystallization structure, warm
or cold working is uniformly performed below the recrystallization temperature to obtain a desired final shape. The
resulting target is then evenly heat treated in the recrystallization temperature range of the material to complete the
recrystallization. In this case, the recrystallization temperature of the material depends chiefly on the purity of the
material and the conditions of plastic working performed prior to the heat treatment.
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In order to attain the condition that the orientation content ratios A have dispersions within £ 20%, it is essential
in the above described working process to carry out uniform warm or cold working to a working ratio of at least 0.3,
andthen heat treat the whole target uniformly in the recrystallization temperature range of the material so as to complete
the recrystallization. If the working ratio is less than 0.3, a uniform orientation content ratio corresponding to the re-
crystallization structure after the heat treatment cannot be attained.

In order to realize the both conditions of average crystal grain diameter and orientation content ratios A, it is simply
necessary to adopt working methods that satisfy the both conditions.

For example, in order to attain the condition that the orientation content ratios A be 80% or less and the orientation
content ratios B be 20% or less, it is necessary in the above process to perform uniform warm working to a working
ratio of 1.5 or less and then uniformly heat treat the whole target in the recrystallization temperature range of the
material until recrystallization is concluded.

In order to attain the condition that the orientation content ratios A be 50% or less and the orientation content ratios
B be 20% or less, it is necessary that the above process should be adjusted so that uniform warm working is carried
out to a working ratio of 0.8 or less and then uniform heat treat is given to the whole target in the recrystallization
temperature range of the material until recrystallization is concluded.

The average crystal grain sizes of various portions were measured in conformity with the cutting method prescribed
in JIS (Japanese Industrial Standard) HO501.

EXAMPLES

This invention is illustrated by the following examples and comparative examples. These examples do not intend
to restrict this invention.

(Example 1-1)

Targets A, B, and C having different crystal structures and crystal orientation contents A as shown in Table 2 were
made from high-purity titanium ingots by plastic working and heat treatment. They were flat disks about 320 mm in
diameter and about 6 mm thick. Targets A, B, and C were fabricated as follows:

(A) Target A:
A high-purity titanium ingot was hot worked at 700°C and then warm worked at 275 °C to a working ratio of
2.0. The whole target was heat treated uniformly at 600 °C for one hour.

(B) Target B:

A high-purity titanium ingot was hot worked at 700°C, warm worked at 275°C to a working ratio of 2.0, and
heat treated at 550 °C for one hour using a heat treating furnace with a narrow range of soaking temperature
distribution.

(C) Target C:

A high-purity titanium ingot was hot worked at 800°C , and a forged material was warm worked at 275°C, one
side half to a working ratio of 1.8 and the remaining half to 0.9. The whole target was thereafter heat treated
uniformly at 680°C for one hour.

Each target was setin a magnetron type sputtering apparatus to form afilm on a 203 mm (8-in.) wafer. The thickness
distribution of the film was calculated by conversion from sheet resistance values measured at 121 points of the wafer
by the four-terminal method. Table 3 shows the standard deviation (o) of thickness distribution of the film formed by
sputtering of each target. As Table 3 indicates, of Targets A and B both of which have uniform orientation content ratios
A, Target A that has an average crystal grain diameter of about 100 um and has uniform crystal grain diameter through-
out produced a film of more excellent thickness uniformity than the film of Target B that has different crystal grain
diameters in the periphery and the central portion despite a smaller average crystal grain diameters of about 80 um.
Target C that differs in the orientation content ratio A and grain size with the side, left or right, gave a film that shows
substantial unevenness of thickness.
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TABLE 2
Target Grain diameter (upper row, in um ) Orientation content ratio A (lower row)
Peripheral portion Peripheral portion | Peripheral portion 3 | Peripheral portion 4 | Central portion
1 2

A 98 93 104 99 106
0.82 0.83 0.78 0.81 0.76
B 72 75 78 81 141
0.84 0.81 0.81 0.79 0.77
C 350 353 233 251 245
0.52 0.55 0.80 0.82 0.79

TABLE 3

Target A B C

Standard deviation of film thickness distribution (%) | 1.30 | 1.78 | 2.35

(Example 1-2)

Similarly, a high-purity titanium ingot was hot worked at 700 °C, warm worked at 275°C to a working ratio of 2.0,
and then the whole target thus made was heat treated uniformly at 600 °C for one hour to obtain a target with a complete
recrystallization structure. For comparison purpose, another target was made by lowering a heating temperature so
that recrystallization does not occur. In the same way as in the preceding examples, each target was set in a magnetron
type sputtering apparatus, a film was formed by sputtering on an 8-inch wafer, and the film thickness distribution was
determined. The target with a complete recrystallization structure was superior in film thickness distribution.

(Example 1-3)

A high-purity titanium ingot was hot worked at 800°C, warm worked at 275°C to a working ratio of 2.0, and the
whole target obtained was heat treated uniformly at 700 °C for one hour. A target with a crystal grain diameter on the
order of 300 um was obtained. In a similar manner but after heat treatment for a longer period of two hours, another
target with a crystal grain diameter on the order of 500 pm was obtained. The target with the crystal grain diameter
level of 300 um showed better film thickness distribution.

(Example 1-4)

Two targets were made with the same crystal grain diameter but with different dispersions of orientation content
ratios A, one having a maximum dispersion of 5% and the other having dispersions of 23% or more. The former proved
better in film thickness distribution.

(Example 2-1)

Targets A, B, and C having different crystal structures and crystal orientation properties as shown in Table 4 were
made from high-purity titanium ingots by plastic working and heat treatment. They were flat disks about 320 mm in
diameter and about 6 mm thick. Targets A, B, and C were fabricated as follows:

(A) Target A:
A high-purity titanium ingot was hot worked at 750°C and then warm worked at 400 °C to a working ratio of
1.5. The whole target was heat treated uniformly at 630 °C for one hour.

(B) Target B:
A high-purity titanium ingot was hot worked at 750°C, warm worked at 400°C to a working ratio of 1.5, and
heat treated at 600 °C for one hour using a heat treating furnace with a narrow range of soaking temperature
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distribution.

(C) Target C:

A high-purity titanium ingot was hot worked at 800°C, and a forged material was warm worked at 400°C, one
side half to a working ratio of 2.0 and the remaining half to 1.1. The whole target was thereafter heat treated
uniformly at 600°C for one hour.

Each target was setin a magnetron type sputtering apparatus to form afilm on a 203 mm (8-in.) wafer. The thickness
distribution of the film was calculated by conversion from sheet resistance values measured at 121 points of the wafer
by the four-terminal method. Table 5 shows the standard deviation (o) of thickness distribution of the film formed by
sputtering of each target. As Table 5 indicates, of Targets A and B both of which have uniform orientation content ratios
A, Target A that has an average crystal grain diameter of about 120 um and uniform crystal grain diameter throughout
produced a film of more excellent thickness uniformity than the film of Target B that has different crystal grain diameters
in the periphery and the central portion despite a smaller average crystal grain diameter of about 80 um. Target C that
differs in the orientation content ratio A and crystal grain diameter with the side, left or right, gave a film that shows
substantial unevenness of thickness.

TABLE 4
Target Grain diameter (upper row, in um ) Orientation content ratio A (lower row)
Peripheral portion Peripheral portion | Peripheral portion 3 | Peripheral portion 4 | Central portion
1 2
A 121 130 115 116 119
0.83 0.79 0.81 0.77 0.80
B 93 97 91 95 137
0.79 0.77 0.82 0.84 0.81
C 141 152 97 102 99
0.63 0.59 0.79 0.83 0.81
TABLE 5
Target A B C

Standard deviation of film thickness distribution (%) | 1.43 | 1.83 | 2.28

(Example 2-2)

A high-purity titanium ingot was hot worked at 800°C, warm worked at 275°C to a working ratio of 2.0, and then
the whole target thus made was heat treated uniformly at 680°C for one hour. A target with a crystal grain diameter on
the order of 280 pm was obtained. In a similar manner but after heat treatment for a longer period of two hours, another
target with a crystal grain diameter on the order of 450 um was obtained. The target with the grain size level of 280
pm showed better film thickness distribution.

(Example 3-1)

Targets A, B, and C having different crystal structures and crystal orientation properties as shown in Table 6 were
made from high-purity titanium ingots by plastic working and heat treatment. They were flat disks about 320 mm in
diameter and about 6 mm thick. Targets A, B, and C were fabricated as follows:

(A) Target A:

A high-purity titanium ingot was hot worked at 750°C and then warm worked at 400 °C to a working ratio of

1.5. The whole target was heat treated uniformly at 600 °C for one hour. It did not have a complete recrystallization
structure but retained a deformation structure.

(B) Target B:

10
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A high-purity titanium ingot was hot worked at 750°C, warm worked at 400°C to a working ratio of 2.0, and
heat treated at 600 °C for one hour using a heat treating furnace with a narrow range of soaking temperature
distribution. The target structure was not a complete recrystallization structure but retained a deformation structure.

(C) Target C:

A high-purity titanium ingot was hot worked at 750°C, and a forged material was warm worked at 400°C, one
side half to a working ratio of 1.8 and the remaining half to 0.8. The whole target was thereafter heat treated
uniformly at 600°C for one hour. The target structure was not a complete recrystallization structure but retained a
deformation structure.

Each target was set in a magnetron type sputtering apparatus to form a film on an 203 mm (8 inch) wafer. The
thickness distribution of the film was calculated by conversion from sheet resistance values measured at 121 points
of the wafer by the four-terminal method. Table 7 shows the standard deviation (o) of thickness distribution of the film
formed by sputtering of each target. As Table 7 indicates, of Targets A and B both of which have uniform orientation
content ratios A, Target Athat has an average crystal grain diameter of about 110 um and uniform crystal grain diameter
throughout produced a film of more excellent thickness uniformity than the film of Target B that has different crystal
grain diameters in the periphery and the central portions despite a smaller average crystal grain diameter of about 80
pm. Target C that differs in the orientation content ratio A and crystal grain diameter with the side, left or right, gave a
film that shows substantial unevenness of thickness.

TABLE 6
Target Grain diameter (upper row, in um ) Orientation content ratio A (lower row)
Peripheral portion Peripheral portion | Peripheral portion 3 | Peripheral portion 4 | Central portion
1 2

A 111 108 109 108 113
0.80 0.77 0.79 0.82 0.76
B 80 82 78 76 130
0.82 0.78 0.79 0.75 0.83
C 143 152 102 107 105
0.47 0.50 0.82 0.78 0.83

TABLE 7

Target A B C

Standard deviation of film thickness distribution (%) | 1.29 | 1.85 | 2.41

(Example 3-2)

Two targets were made with the same crystal grain diameter but with different dispersions of orientation content
ratios A, one having a maximum dispersion of 5% and the other, 18% or more. The former proved better in film thickness
distribution.

(Example 4-1)

Targets A, and B having different crystal orientation properties as shown in Table 8 were made from high-purity
titanium ingots by plastic working and heat treatment. They were flat disks about 320 mm in diameter and about 6 mm
thick. Targets A, and B were fabricated as follows:

(A) Target A:
A high-purity titanium ingot was hot worked at 700°C and then warm worked at 500 °C to a working ratio of

2.0. The whole target was heat treated uniformly at 600 °C for one hour.

(B) Target B:

11
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A high-purity titanium ingot was hot worked at 700°C, and a forged material was warm worked at 500°C, one
side half to a working ratio of 2.0 and the remaining half to 0.9. The whole target was thereafter heat treated
uniformly at 600°C for one hour.

Each target was set in a magnetron type sputtering apparatus to form a film on an 203 mm (8-inch) wafer. The
thickness distribution of the film was calculated by conversion from sheet resistance values measured at 121 points
of the wafer by the four-terminal method. Table 9 shows the standard deviation (o) of thickness distribution of the film
formed by sputtering of each target. As Table 9 indicates, Targets A having uniform orientation content ratios A produced
a film of excellent thickness uniformity. Target B that differed in the orientation content ratios A with the side, left or
right, gave a film showing substantial unevenness of thickness.

TABLE 8
Target Orientation content ratio A
Peripheral portion Peripheral portion | Peripheral portion 3 | Peripheral portion 4 | Central portion
1 2

0.80 0.77 0.83 0.81 0.82

B 0.49 0.55 0.83 0.81 0.79
TABLE 9

Target A B
Standard deviation of film thickness distribution (%) | 1.36 | 2.39

(Example 5-1)

Targets A, B, and C having different crystal structures and crystal orientation properties as shown in Table 10 were
made from high-purity titanium ingots by plastic working and heat treatment. They were flat disks about 300 mm in
diameter and about 6 mm thick. Targets A, B, and C were fabricated as follows:

(A) Target A:
A titanium ingot was hot worked at 700°C and then warm worked at 400 °C to a working ratio of 1.1. The whole
target was heat treated uniformly at 600°C for one hour.

(B) Target B:
A titanium ingot was hot worked at 700°C, warm worked at 400°C to a working ratio of 1.1, and heat treated
at 700°C for two hours.

(C) Target C:
A titanium ingot was hot worked at 700°C, and a forged material was warm worked at room temperature to a
working ratio of 1.8, and then the whole target was heat treated uniformly at 700°C for two hours.

Each target was set in a magnetron type sputtering apparatus to form a film on a 152 mm (6-in.) wafer substrate.
Table 11 shows the average numbers of particles per piece of wafer when the test targets were used in treating wafers
till the end of target life. The number of particles on each wafer was counted by a particle counter in terms of the
particles 0.3 um or larger found after the formation of a 0.2 um thick TiN film. As Table 11 indicates, Target A with low
orientation content ratios A and with the finest grain size gave the smallest average number of particles. Target B with
low orientation content ratios A and a large grain size and Target C with high orientation content ratios A and a large
crystal grain diameter gave larger average numbers of particles in the order of mention.

12
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TABLE 10
Target | Grain diameter (upper row, in um ) Orientation content ratio A (middle row, %) Orientation content ratio
B (lower row, %)
Peripheralportion | Peripheral portion Peripheral portion Peripheral portion Central portion
1 2 3 4
A 85 76 78 79 83
53 47 54 40 52
12 14 10 9 8
B 230 251 2486 226 255
54 45 51 54 54
9 8 11 12 12
C 253 245 236 2486 242
82 79 86 88 85
23 30 25 20 26
TABLE 11
Target A B C
Average number of particles 17 25 33

(Example 5-2)

Targets A, and B having different crystal structures and crystal orientation properties as shown in Table 12 were
made from high-purity titanium ingots by plastic working and heat treatment. The targets were flat disks about 300 mm
in diameter and about 6 mm thick. They were fabricated in the following manner.

(A) Target A:
A titanium ingot was hot worked at 700°C and then warm worked at 450 °C to a working ratio of 0.6. The whole
target was heat treated uniformly at 600°C for one hour.

(B) Target B:
A titanium ingot was hot worked at 700°C, warm worked at 275°C to a working ratio of 2.0. The whole target
was heat treated uniformly throughout at 630°C for one hour.

Each target was set in a magnetron type sputtering apparatus and, using collimation with an aspect ratio of 1, a
film was formed on a 152 mm (6-inch) wafer substrate. Table 13 shows the ratios of film-forming speeds of the targets
to the speeds without the use of the collimation. As is manifest from Table 13, Target A with low orientation content

45

50

55

ratios A showed a higher film-forming speed ratio than Target B with high orientation content ratios A.

TABLE 12
Target Grain diameter (upper row, in um ) Orientation content ratio A (middle row) Orientation content ratio B
(lower row)
Peripheral portion Peripheral portion Peripheral portion Peripheral portion Central portion
1 2 3 4

A 121 133 130 130 125

0.33 0.41 0.39 0.43 0.35

0.07 0.12 0.09 0.09 0.10

13
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TABLE 12 (continued)

Target Grain diameter (upper row, in um ) Orientation content ratio A (middle row) Orientation content ratio B

(lower row)
Peripheral portion Peripheral portion Peripheral portion Peripheral portion Central portion
1 2 3 4
B 135 122 133 128 129
0.82 0.89 0.78 0.82 0.88
0.27 0.31 0.24 0.33 0.23
TABLE 13
Target A B

Film-forming rate ratio | 0.27 | 0.21

[ADVANTAGES OF THE INVENTION]

(1) Either with the same or different targets, dispersions and variations of film thickness distribution are less, and
stable, excellent film thickness distribution uniformity is shown. This reduces the percent defective of LS| and other
circuits formed on wafers.

(2) During sputtering of Ti targets, lower particle generation tendency is obtainable. This reduces the percent
defective of LSI and other circuits formed on wafers.

(3) During collimation sputtering, either with the same or different targets, dispersions and variations of film forming
speed are decreased, and stable, high film-forming speed is attained. This improves the bottom coverage during
film forming in a hole and Ti target yield in use.

Claims

1. Ahigh-purity titanium sputtering target characterized in that the average crystal grain diameters at various portions
of the sputtering surface of the target are 500 um or less and the dispersions of said average crystal grain diameters
are within + 20 %.

2. The target of claim 1 wherein the orientation content ratios A in connection with (002), (103), (014) and (015)
planes and as measured by X-ray diffraction at various portions of the sputtering surface of the target and calculated
on the basis of the given numerical formula have dispersions within £ 20 %.

3. The target of claim 1 or 2 wherein the crystal structure of the target is a recrystallization structure.

4. The target of any one of claims 1 to 3 wherein the average crystal grain diameters at various portions of the
sputtering surface of the target are 100 um or less.

5. The target of any one of the preceding claims wherein the orientation content ratios A in connection with (002),
(108), (014) and (015) planes and as measured by X-ray diffraction at various portions of the sputtering surface
of the target and calculated on the basis of the given numerical formula are 80 % or less.

6. The target of claim 5 wherein said orientation content ratios A in connection with (002), (103), (014) and (015)
planes are 50 % or less.

7. The target of any one of the preceding claims wherein the orientation content ratios B in connection with (002)

plane and as measured by X-ray diffraction at various portions of the sputtering surface of the target and calculated
on the basis of the given numerical formula are 20 % or less.

14
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Patentanspriiche

1.

Hochreines Titan-Sputteringtarget dadurch gekennzeichnet, daf3 die mittleren Kristallkorndurchmesser an ver-
schiedenen Bereichen der Sputteroberflache des Targets 500 um oder weniger betragen und die Streuung der
mittleren Kristallkorndurchmesser im Bereich von £ 20 % liegt.

Target nach Anspruch 1, bei welchem die Ausrichtungsgradverhéltnisse A in Verbindung mit den (002)-, (103)-,
(014)- und (015)-Ebenen, gemessen durch Réntgendiffraktion an verschiedenen Bereichen der Sputteroberflache
des Targets und berechnet basierend auf der angegebenen numerischen Formel, Streuungen im Bereich von +
20 % aufweisen.

Target nach Anspruch 1 oder 2, bei welchem die Kristallstruktur des Targets eine Rekristallisationsstruktur ist.

Target nach einem der Anspriche 1 bis 3, bei welchem die mittleren Kristallkorndurchmesser an verschiedenen
Bereichen der Sputteroberflache des Targets 100 um oder weniger betragen

Target nach einem der vorhergehenden Anspriche, bei welchem die Ausrichtungsgradverhalinisse A in Verbin-
dung mit den (002)-, (103)-, (014)- und (015)-Ebenen, gemessen durch Réntgendiffraktion an verschiedenen Be-
reichen der Sputteroberflache des Targets und berechnet basierend auf der angegebenen numerischen Formel
80 %, oder weniger betragen.

Target nach Anspruch 5, bei welchem die Ausrichtungsgradverhéltnisse A in Verbindung mit den (002)-, (103)-,
(014)- und (015)-Ebenen 50 % oder weniger betragen.

Target nach einem der vorhergehenden Anspriche, bei welchem die Ausrichtungsgradverhalinisse B in Verbin-
dung mit der (002)-Ebene, gemessen durch Réntgendiffraktion an verschiedenen Bereichen der Sputteroberflache
des Targets und berechnet basierend auf der angegebenen numerischen Formel, 20 % oder weniger betragen.

Revendications

Cible de pulvérisation de titane a haute pureté, caractérisée en ce que les diamétres moyens des grains du cristal
en diverses parties de la surface de pulvérisation de la cible sont de 500 um ou moins et les dispersions desdits
diamétres moyens des grains du cristal sont en-deca de + 20 %.

Cible selon la revendication 1, dans laquelle les taux A des teneurs en orientation en association avec les plans
(002), (103), (014) et (015) et tels que mesurés par diffraction des rayons X en diverses parties de la surface de
pulvérisation de la cible et calculés sur la base des formules numériques données ont des dispersions en-deca
de + 20 %.

Cible selon la revendication 1 ou 2, dans laquelle la structure du cristal de la cible est une structure de recristalli-
sation.

Cible selon 'une quelconque des revendications 1 a 3, dans laquelle les diamétres moyens des grains du cristal
en diverses parties de la surface de pulvérisation de la cible de 100 um ou moins.

Cible selon I'une quelconque des revendications précédentes, dans laquelle les taux A des teneurs en orientation
en association avec les plans (002), (103), (014) et (015) et tels que mesurés par diffraction de rayons X en diverses
parties de la surface de pulvérisation de la cible et calculés sur la base des formules numériques données sont
de 80 % ou moins.

Cible selon la revendication 5, dans lequel lesdits taux A des teneurs en orientation en association avec les plans
(002), (103), (014), et (015) sont de 50 % ou moins.

Cible selon I'une quelconque des revendications précédentes, dans laquelle les taux B des teneurs en orientation

en association avec le plan (0,002) et tels que mesurés par diffraction de rayons X en diverses parties de la surface
de pulvérisation de la cible et calculés sur la base des formules numériques données sont de 20 % ou moins.
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